Diastereoselective epoxidation of oxazolidine-substituted alkenes by dimethyldioxirane and m-chloroperbenzoic acid: pi-facial control through hydrogen bonding by the urea functionality.
[figure: see text] A high diastereoselectivity (up to > 98:2) is found for the DMD and m-CPBA epoxidations of chiral oxazolidine-substituted olefins with a urea group. The selectivity is explained in terms of hydrogen bonding between the remote NH group of the urea functionality and the epoxidizing reagent. Methylation of the NH group prohibits hydrogen bonding, and a reversed selectivity is observed due to steric repulsion between the reagent and the urea functionality.